General Experimental Details. Starting materials sourced from commercial suppliers were used as received unless otherwise stated. Dry solvents, where necessary, were obtained by distillation using standard procedures or by passage through a column of anhydrous alumina using equipment from Anhydrous Engineering based on the Grubb's design. The removal of solvents in vacuo was achieved using both a Büchi rotary evaporator (bath temperatures up to 40 °C) at a pressure of either 15 mmHg (diaphragm pump) or 0.1 mmHg (oil pump), as appropriate, and a high vacuum line at r.t.. Reactions requiring anhydrous conditions were run under an atmosphere of dry nitrogen or argon; glassware, syringes and needles were either flame dried immediately prior to use or placed in an oven (200 °C) for at least 2 h and allowed to cool either in a desiccator or under an atmosphere of nitrogen or argon; liquid reagents, solutions or solvents were added via syringe through rubber septa; solid reagents were added via Schlenk type adapters. Commercially available Merck Kieselgel 60F254 aluminium backed plates were used for TLC analysis. Visualization was achieved by either UV fluorescence or basic KMnO4 solution and heat. Flash column chromatography (FCC) was performed using silica gel (Aldrich 40-63 μm, 230-400 mesh). The crude material was applied to the column as a solution in CH2Cl2 or by preadsorption onto silica, as appropriate. Melting points were determined using a Reichert melting point table and temperature controller and are uncorrected. Infra-red spectra were recorded in the range 4000-600 cm -1 on a Perkin Elmer Spectrum either as neat films or solids compressed onto a diamond window.
NMR spectra were recorded using either a Varian 400 MHz or JOEL ECS 400 MHz spectrometer.
Chemical shifts (δ) are quoted in parts per million (ppm), coupling constants (J) are given in Hz to the nearest 0.5 Hz. Other abbreviations used are s (singlet), d (doublet), t (triplet), m (multiplet) and br. 
The relative stereochemistry of (E)-13b and (Z)-13b was determined by nOe analysis, as indicated on the compound structures below.
Estrone-3-methylether 16a and 13α-estrone-3-methylether 16b: An oven-dried reaction tube, fitted with magnetic stirrer, was charged with (dt-bpf)PdCl2 (51 mg, 0.078 mmol) and oxime ester 14a 2 (30 mg, 0.078 mmol). The tube was fitted with a rubber septum and purged with argon. Et3N (22 μL, 0.156 mmol) and DMF (0.8 mL) were then added sequentially via syringe. The mixture was then placed in a preheated heating block (90 o C) and stirred for 18 hours. The mixture was then cooled to room temperature and concentrated in vacuo (40 °C, approximately 1.0 mmHg). The residue was re-dissolved in MeOH (4 mL) and 1 M HCl (2 mL) was added. The mixture was heated at 75 °C in a sealed tube for 2 hours. After cooling to room temperature the mixture was diluted with Et2O (10 mL) and washed with Na2CO3 (10 mL), brine (10 mL), dried (Na2SO4), filtered and concentrated in vacuo. Purification of the residue 
Iminyl radical cyclization scope
General Procedure A: for 'reductive' aza-Heck cyclizations: An oven-dried reaction tube, fitted with magnetic stirrer, was charged with (dt-bpf)PdCl2 (5 mol%) and oxime ester substrate (100 mol%).
The tube was fitted with a rubber septum and purged with argon. DMF (0.1 M w.r.t oxime ester), Et3N
(400 mol%) and -terpinene (400 mol%) were then added sequentially via syringe. The mixture was The spectroscopic properties of this compound were consistent with the data available in the literature. were suspended in MeOH (9.00 mL). The tube was sealed and the mixture was heated at 80 o C for 16
hours. The mixture was cooled to room temperature and concentrated in vacuo. The residue was dissolved in EtOAc (50 mL), washed with saturated aq. NaHCO3 (50 mL) and brine (50 mL), dried
